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General Experimental Section. NMR spectra were recorded on either a 500 MHz or a 300 MHz NMR spectrometer. Chemical shifts are reported in parts per million (ppm) downfield from tetramethylsilane (TMS) with reference to internal solvent. Multiplicities are abbreviated as follows: singlet (s), doublet (d), triplet (t), quartet (q), quintet (quint), multiplet (m), and broad (br). The reported 1 H NMR and 13 C NMR data refer to the major olefin isomer (which is identified) except for cases in which the minor isomer showed significantly prominant peaks, in which case both isomers are characterized. It should be noted that, for all vinyl boronates reported, the 13 C peak for the a-carbon atom is not visible, due to the large quadrupolar effect of the attached boron nucleus.
i Analytical thin-layer chromatography (TLC) was performed using silica gel 60 F254 precoated plates (0.25 mm thickness) with a fluorescent indicator. Visualization was performed with standard potassium permangate stains. Flash column chromatography was performed using silica gel 60 (230-400 mesh). All commercial chemicals were used as obtained unless noted otherwise. Diethyl ether and dichloromethane were purified and dried by passage through a solvent column.
ii 1-Octenylboronic acid (7). The crude product was purified using column chromatography (3:2 hexane:ethyl acetate 673.5382.
4,4,5,5-Tetramethyl-2-[3-(triisopropyl-silanyl)-propenyl]-[1,3,2]dioxaborolane (9).
The crude product was purified using column chromatography The crude product was purified using column chromatography (4:1 hexane:ethyl acetate). 
2-[2-(2-Bromo-phenyl)-vinyl]-4,4,5,5-tetramethyl-[1,3,2]dioxaborolane (14b).
The crude product was purified using column chromatography (9:1 hexane:ethyl acetate). 7, 137.6, 133.3, 130.1, 127.7, 127.5, 124.5, 83.7, 25.0 The crude product was purified using column chromatography (9:1 hexane:ethyl acetate). The crude product was purified using column chromatography (7:3 hexane:ethyl acetate).
